









































































[m + n] annulation
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Brook Rearrangement

















Reactions of Acylsilanes Bearing a Leaving Group with a Nucleophile
Reactions of Acylsilanes with a Nucleophile Bearing a Leaving
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X = N!N, PR3, SO2Ph, CN
+
Use of Ketone Enolate as a Nucleophile


























Reaction of α,β-Unsaturated Acylsilanes with  Lithium Enolates


















































































1,2-addition product Brook rearrangement
product
1,2-addition product
















X = anion-stabilizing heteroatom
Nu ++
Brook Rearrangement-Mediated [3 + 2] Annulation
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      THF-H2O
2. Me3SiCl
3. CF3COOH
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[3 + 2] Annulation Using Reaction of


































[3 + 2] Annulation Using Reaction of









































Summary of the Reaction of β-Substituted-Acryloylsilanes
with Lithium Enolate of Methyl Ketones
-80 ° to -30 °C
THF
-80 ° to -30 °C
THF






























































































Does the phenylthio group stabilize the α-carbanion more strongly
than does the trimethylsilyl group ?
Does the oxyanion accelerated vinylcyclopropane rearrangement
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Comparison of the Rate of Base-Catalyzed Brook 


















A : C = 2.2 : 1 (25 h)
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Me3SiO
OSiMe3
Girard, C.; Amice, P.; Barnier, J. P. Conia, J. M. Tetrahedron Lett. 1974, 3329.
350 °C, 1h
95%

































































-80 ° to -30 °C
THF
+
-40 ° to -20 °C
+










Oxyanion Accelerated Vinylcyclopropane Rearrangement












































































-80 °C, 30 min
-80 ° to  -30 °C
-80 °C, 30 min
-80 ° to  -30 °C
-80 °C, 30 min
-80 ° to  -30 °C
-80 °C, 30 min






















































































































































































































































































-80 °C, 30 min
-80 ° to -30 °C
-80 °C, 30 min
-80 ° to -30 °C
-80 °C, 30 min
-80 ° to -30 °C
-80 °C, 30 min













anti- : syn-E 
= 1 : 1.1

















































































-80 °C, 10 min
-80 ° to -70 °C
-80 ° to -60 °C
-80 ° to -50 °C




























































































































































































































































-80 °C, 10 min
-80 ° to -70 °C
-80 ° to -60 °C
-80 ° to -50 °C
-80 ° to -30 °C
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[3 + 4] Annulation Using Reaction of Acryloylsilanes







































































































































ketone enolate product ketone enolate product
yield
(recovery of
   acylsilane)
yield
(recovery of













-80 ° to -30 °C
THF 5
6













































-80 ° to -30 °C
THF
SiR3 = SiM e2Bu
t
 (TBS), SiMe2Ph (DPS)
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A Reaction Mechanism of the [3 + 4] Annulation Using the Reaction of Acryloylsilanes








































X = SiMe3, SnBu
n
3, alkyl
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Synthesis of the Tricyclic Skeleton of Cyathins











































































[3 + 4] Annulation
8































-80 °C, 30 min 
-80 ° to 0 °C
-80 °C, 30 min 
-80 ° to 0 °C

















































































-80 °C to rt
base
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Reaction of Acryloylsilanes with KCN/18-crown-6 in the Presense of MeI


























































































































































Reaction of Cyanohydrins of β-Silyl-α,β-epoxyaldehyde with MN(SiMe3)2 in the Presence of Alkylating Agents
MN(SiMe3)2
RX, THF
























































from A from B
A, B
Kei Takeda, Eiji Kawanishi, Michiko Sasaki, Yuji Takahashi, Kentaro Yamaguchi Org. Lett. in press.
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         B
         A
         B
   
         A
         B
 
         A
         B
yield (%)
   82
   84
   44
   83
   91
   92
   84














 (1.0M in THF)
NaN(SiMe3)2
 (1.0M in THF) 
KN(SiMe3)2
 (0.5M in toluene)
         THF
-80 °C!5  min
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         B
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         B
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         B
         A
         B
yield (%)
   93
   78
   84
   77
   86
   83
   85








































































































   E/Z
     6.6
   25.0
 


























yield (%) yield (%)













A  (more stable)
*+"%&'$($"!#$)"
B  (more stable)
B  (less stable)






































































B  (more stable)
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